(19) 



J 



EuropSlsches Patentamt 
European Patent Office 
Office europeen des brevets 



(12) 



(43) Date of publication: 

31.07.1996 Bulletin 1996/31 

(21) Application number: 96300221.7 

(22) Date of filing: 11.01.1996 



(11) EP 0 724 151 A1 

EUROPEAN PATENT APPLICATION 

(51) mtci e G01N 27/18 



(84) Designated Contracting States: 
DE FR GB NL 

(30) Priority: 24.01.1995 JP 8970/95 

(71) Applicant: YAMATAKE-HONEYWELL CO. LTD. 
Tokyo 150 (JP) 

(72) Inventors: 

• Muto, Hiroyuki, c/o Kamata Factory 
28-1 Nishirokugou 4-chome Ohta-ku Tokyo (JP) 



• Kajio, Yasuhiro, c/o Kamata Factory 

28-1 Nishirokugou 4-chome Ohta-ku Tokyo (JP) 

• Kamiunten, Shoji, c/o Fujisawa Factory 
Fujisawa-shi, Kanagawa (JP) 

• Nagata, Mitsuhiko, c/o Fujisawa Factory 
Fujisawa-shi, Kanagawa (JP) 

(74) Representative: Wood, Anthony Charles et al 
Urquhart-Dykes & Lord 
91 Wimpole Street 
London W1M8AH (GB) 



(54) Thermal conductivity measuring device 

(57) A thermal conductivity measuring device in- 
cludes a diaphragm portion, a thermal conductivity de- 
tector, a temperature sensor, a control sectbn, and a 
thermal conductivity calculating section. The diaphragm 
portion is formed on a base. The thermal conductivity 
detector is formed in the diaphragm portion to perform 
conduction of heat to/from a sample gas. The tempera- 
ture sensor is disposed on the base to be~near the ther- 
mal conductivity detector so as to measure the ambient 
temperature around the base. The temperature sensor 
is thermally insulated from the thermal conductivity de- 



tector. The control section controls the amount of energy 
supplied to the thermal conductivity detector such that 
the temperature difference between the ambient tem- 
perature measured by the temperature sensor and the 
heating temperature of the thermal conductivity detector 
becomes a constant value. The thermal conductivity cal- 
culating section calculates the thermal conductivity of 
the sample gas on the basis of the amount of energy 
supplied to the thermal conductivity detector while the 
temperature difference is kept at the constant value by 
the control section. 
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Description 



Background of the Invention 



The present invention relates to a thermal conductivity measuring device suitably used for a thermal conductivity 
type gas analyzer. 



[Prior Art 1] 



As a thermal conductivity type gas analyzer used in an oil refining, petrochemical, or steel plant, a thermal con- 
ductivity type hydrogen meter whose main part is shown in Fig. 8 has been used. Referring to Fig. 8, reference numeral 
1 denotes a first thermal conductivity detector (to be referred to as a TCD hereinafter) disposed in a supply path for a 
sample gas (e.g., a gas containing H 2 gas as a measurement gas and N 2 gas as a carrier gas); 2, a second TCD 
disposed in a supply path for a reference gas whose thermal conductivity is known; R1 and R2, resistors, 3, a compa- 
rator: and 4, a constant-current source/constant-voltage source. As the TCDs 1 and 2, platinum filaments are generally 
used. The TCDs 1 and 2 and the resistors R1 and R2 constitute a Wheatstone bridge. 

In this thermal conductivity type hydrogen meter, a sample gas is supplied to the TCD 1 , and deprives the TCD 1 
of heat in proportion to its thermal conductivity. As a result, the heating temperature of the TCD 1 changes, and its 
resistance value changes. Meanwhile, a reference gas is supplied to the TCD 2. In this case, since the thermal con- 
ductivity of the reference gas is constant, the heat deprived from the TCD2 by the reference gas is also constant. 
Consequently, the heating temperature of the TCD 2 is constant, and its resistance value is constant. 

A voltage generated at the connection point between the resistor R1 and the TCD 1 is applied to the non-inverting 
input of the comparator 3, and a voltage generated at the connection point between the resistor R2 and the TCD 2 is 
applied to the inverting input of the comparator 3. With this operation, a resistance value change proportional to the 
difference in thermal conductivity between the sample gas and the reference gas is detected as unbalanced voltage 
AV. In this case, if the reference gas has the same component (N 2 gas) as that of a carrier gas contained in the sample 
gas, the concentration of H 2 gas contained in the sample gas can be measured by referring to a calibration curve preset 
on the basis of the detected unbalanced voltage AV. 



30 [Prior Art 2] 



Fig. 9 shows the principle of a two-constant temperature type thermal conductivity measurement cell disclosed in 
Japanese Patent Laid-Open No. 58-202863. Referring to Fig. 9, reference numeral 5 denotes a temperature measuring 
resistance wire consisting of a thin platinum wire; and 6, a vessel made of a cylindrical metal outer tube. The temperature 
measuring resistance wire 5 is stretched in the center of the vessel 6. In this two-constant temperature type thermal 
conductivity measurement cell, a sample gas is fed into the vessel 6 as a measurement chamber, and the temperature 
in the vessel 6 is kept at a predetermined temperature t 2 °C. in this state, a current i is supplied to the temperature 
measuring resistance wire 5 to set the temperature of the temperature measuring resistance wire 5 at a predetermined 
temperature t/C. The thermal conductivity of the sample gas is obtained by measuring the current i. 

[Prior Art 3] 



Fig. 10 shows the main part of a gas thermal conductivity measuring device disclosed in U.S. P. No. 4,850714. 
Referring to Fig. 10, reference numeral 7 denotes a main flow pipe; 8-1 and 8-2, radial branch bores 8-1 and 8-2; 9, 
a measurement cell; 10, a compound; 11, a base block; 12 and 13, ceramic plates; 14 and 15, flow channels: 16 and 
17, heating resistors; and 18, a window. The heating resistors 16 and 17 are formed, as platinum thin resistors, on the 
outer surfaces of the ceramic plates 1 2 and 1 3, and are used as measurement resistors for controlling the measurement 
cell 9 at a constant temperature. 

As shown enlarged in Fig. 11 B, the base block 11 is constituted by a central small insulating plate 11-1 and small 
insulating plates 11-2 and 11 -3 disposed to sandwich the central small insulating plate 11-1. The almost square window 
18 is formed to extend through the small insulating plates 11-2 and 11-3. As shown in Fig. IIA, two measurement 
resistors 1 9 and 20, each having a meandering form (manufactured by masking and chemically etching a 5-u.m thick 
small nickel plate), are formed on both sides of the central small insulating plate 11-1 to cross the window 18 many 
times and oppose each other. 

Referring to Fig. 11B, an arrow A indicates a flow channel for a sample gas, and the measurement resistors 20 
and 19 are respectively disposed on the upstream and downstream sides of the flow channel A. As shown in Fig. 12, 
the measurement resistors 19 and 20 are electrically disposed in opposing sides of the bridge. In this gas thermal 
conductivity measuring device, when the flow velocity is zero, temperature distributions are directly formed around the 
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measurement resistors 19 and 20 to be symmetrica! about the boundary surface between the measurement resistors 
19 and 20. With a flow velocity other than zero, the peaks of the temperature distributions move in the direction of the 
measurement resistor 1 9 on the downstream side by additional thermal conduction. The difference in resistance value 
between the measurement resistors 1 9 and 20 which is caused by this temperature difference is a measure of the flow 
velocity or thermal conductivity of the sample gas. With this measure, the thermal conductivity of the sample gas in 
the flow channel A can be obtained from a voltage measured across the bridge diagonal positions. 
The following problems are posed in the thermal conductivity type hydrogen meter as prior art 1: 

©Since filaments are used as the TCDs 1 and 2, the volume of the analyzer cell (measurement cell + comparison 
cell) becomes large. As a result, gas replacement is slow. This means slow response. 
©Since the TCDs 1 and 2 are thin wires, they are susceptible to vibrations (have low resonance points and are 
liable to disconnection). 

©Since a change in the temperature of the TCD 1 is used as an sensor output, measurement cannot be started 
until the change in the temperature of the TCD 1 is stabilized, resulting in poor response characteristics. 
? s ©Since the TCD 1 undergoes large temperature changes, a thermal stress acts thereon. As a result, large resist- 
ance value drifts occur, and the service life of the meter is shortened. 

©Since the thermal conductivity is a function of temperature, it is important to specify a temperature at which 
measurement is performed. However, since the heating temperature of the TCD 1 and the difference between the 
heating temperature of the TCD 1 and the ambient temperature change, the thermal conductivity at a specific 
20 temperature cannol be measured. As a result, a deterioration in precision occurs. 

The following problems are posed in the two-constant temperature type thermal conductivity measurement cell as 
prior art 2: 

25 © Since a platinum wire or the liko is used as the tempo raturo measuring resistance wire 5, the volume of the 

measurement cell is large, and gas replacement is slow. For this reason, this device has poor response charac- 
teristics. 

©Since the temperature measuring resistance wire 5 is a thin wire, it is susceptible to vibrations (has a low res- 
onance point and is liable to disconnection). 

©The reference reads that the temperature of the vessel 6 is controlled to be kept at the predetermined temperature 
t 2 °C. However, according to the structure of prior art 2, it is practically difficult to make the temperature of the 
vessel 6 uniform. 

©The reference asserts that a current is supplied to the temperature measuring resistance wire 5 to set its tem- 
perature at the predetermined temperature t^C. 

35 

However, since the temperature measuring resistance wire 5 and the vessel 6 are not thermally insulated from each 
other, a large quantity of heat escapes from the temperature measuring resistance wire 5 to the vessel 6. It is therefore 
very difficult to stably control the temperature measuring resistance wire 5 at the temperature t,°C. 

40 ©A large temperature distribution is formed in the temperature measuring resistance wire 5. 

©Since the temperature of the vessel 6 interferes with the temperature of the temperature measuring resistance 
wire 5, the temperatures of the two are not stabilized. 

©Since the temperature measuring resistance wire 5 is disposed in the center of the vessel 6, the wire is easily 
influenced by a gas flow. For this reason, a large measurement error is produced. 
45 ©Since the temperature measuring resistance wire 5 and the vessel 6 are not thermally insulated from each other, 
a targe quantity of heat escapes from the temperature measuring resistance wire 5 to the vessel 6, resulting in 
poor measurement precision. 



so 



ss 



The following problems are posed in the gas thermal conductivity measuring device as prior art 3: 

©Since the measurement resistors 19 and 20 are thin, and cross the window 18 many times to have meandering 
forms, they are susceptible to vibrations (have low resonance points and are liable to disconnection). 
©Since the measurement resistors 19 and 20 cross the window 18 many times to have meandering forms, they 
directly receive gas flows. Since the fluid resistances are large, the resistors are liable to damage. In addition, the 
measurement resistors 19 and 20 are easily influenced by gas flows, and this device has an arrangement for 
compensating for the influences of the gas flows. However, a large thermal conductivity measurement error is 
produced. 

©Since changes in the temperatures of the measurement resistors 19 and 20 are used as sensor outputs, meas- 
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urement has to be delayed until the changes in the temperatures of the measurement resistors 19 and 20 are 
stabilized, resulting in poor response characteristics. 

@The temperatures of the measurement resistors 1 9 and 20 greatly change, and thermal stress acts thereon. As 
a result, large resistance value drifts are caused, and the service life of the meter is shortened. 
5 ©Since the thermal conductivity is a function of temperature, it is important to specify a temperature at which 

measurement is performed. However, since the heating temperatures of the measurement resistors 19 and 20 
and the differences between the heating temperatures of the measurement resistors 19 and 20 and the ambient 
temperatures change, the thermal conductivity at a specific temperature cannot be measured. As a result, a de- 
terioration in precision occurs. 

Summary of the Invention 

It is an object of the present invention to provide a high-precision thermal conductivity measuring device with fast 
response and a long service life. 

75 in order to achieve the above object according to the present invention, there is provided a thermal conductivity 

measuring device comprising a diaphragm portion formed on a base, heating means, formed in the diaphragm portion, 
for performing conduction of heat to/from a sample gas, measuring means, disposed on the base to be near the heating 
means, for measuring an ambient temperature around the base, the measuring means being thermally insulated from 
the heating means, control means for controlling an amount of energy supplied to the heating means such that a 

20 temperature difference between Ihe ambient temperature measured by the measuring means and a healing temper- 
ature of the heating means becomes a constant value, and thermal conductivity calculating means for calculating a 
thermal conductivity of the sample gas on the basis of the amount of energy supplied to the heating means while the 
temperature difference is kept at the constant value by the control means. 



25 Brief Description of the Drawings 

Fig. 1 is a block diagram showing the schematic circuit arrangement of a thermal conductivity type hydrogen meter 
according to an embodiment of the present invention; 

Fig. 2 is a perspective view showing a sensor chip used in the thermal conductivity type hydrogen meter in Fig. 1 ; 
30 Fig. 3 is a sectional view showing the analyzer portion of the thermal conductivity type hydrogen meter; 

Fig. 4 is an enlarged view showing the sensor chip portion of a thermostat tank in Fig. 3; 
Fig. 5 is a graph showing a calibration curve stored in a ROM 26 in Fig. 1; 

Fig. 6 is a circuit diagram showing the main part of a thermal conductivity type hydrogen meter according to another 
embodiment of the present invention; 
35 Fig. 7 is a graph showing the relationship between the measurement result of the thermal conductivity and the 

calorific value of a sample gas; 

Fig. 8 is a circuit diagram showing the arrangement of the main part of a conventional thermal conductivity type 
hydrogen meter; 

Fig. 9 is a view for explaining the principle of a conventional two-constant temperature type thermal conductivity 
to measurement cell; 

Fig. 10 is a sectional view showing the main part of a conventional gas thermal conductivity measuring device; 
Figs. 1 1 A and 1 1 B are plan and sectional views showing the structure of the base block of the conventional device 
in Fig. 10; and 

Fig. 12 is a circuit diagram showing the bridge of the convention device in Fig. 10. 

45 

Description of the Preferred Embodiments 

Embodiments of the present invention will be described in detail below. 



50 [First Embodiment] 

Fig. 1 shows the schematic arrangement of a thermal conductivity measuring device of the present invention, 
which is applied to a thermal conductivity type hydrogen meter for calculating the concentration of hydrogen in a sample 
gas by measuring the thermal conductivity of the gas. Referring to Fig. 1 , reference numeral 21 denotes a thermal 
55 conductivity detector (to be referred to as a TCD hereinafter) as a heating means disposed in a supply path for a sample 
gas (e.g., a gas containing H 2 gas as a measurement gas and N 2 gas as a carrier gas); 22, a temperature sensor as 
an ambient temperature measuring means; R1, R2, and R3. resistors constituting a Wheatstone resistor 20 together 
with the TCD 21 ; 23, a comparator constituted by an operational amplifier for receiving two outputs from the Wheatstone 
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resistor 20; 24, a thermal conductivity calculating section for calculating a thermal conductivity on the basis of an output 
voltage from the Wheatstone resistor 20; 25, a concentration output section for outputting a gas concentration on the 
basis of the thermal conductivity calculated by the thermal conductivity calculating section 24; 26, a ROM (Read Only 
Memory) storing a plurality of calibration curves determined in accordance with gas types-; 27, a thermostat tank in 

5 which the temperature sensor 22 and the Wheatstone resistor 20 are stored; 28, a heater for heating the thermostat 
tank 27; 29, a thermostat tank temperature control circuit for holding the thermostat tank 27 at a constant temperature 
by controlling the heater 28 on the basis of an output from the temperature sensor 22; and 30, a base constituted by 
a silicon base (to be described later) in which the TCD 21 and the temperature sensor 22 are assembled. 

As shown in Fig. 2, the TCD 21 is formed inside a diaphragm portion 31 formed in the center of the base 30 

io constituting a uTCD 1 05 as a single-crystal silicon chip sensor, and the diaphragm portion 31 has a three-layer structure 
constituted by Si 3 N 4 (silicon nitride), Pt (platinum), and Si 3 N 4 layers. Many slits 31 a are formed in the diaphragm portion 
31 to allow an etching solution to pass. A space is formed under the diaphragm portion 31 by the etching solution . The 
temperature sensor 22 is disposed on a peripheral portion of the base 30 at a position near the TCD 21 formed inside 
the diaphragm portion 31. In this embodiment, the base 30 is 1.7 mm square and 0.4 mm thick. 

'5 That is, the TCD 21 is thermally insulated from the base 30, and is constituted by a thin-film resistor. The TCD 21 

is therefore a high-sensitivity sensor having a very large area which comes into contact with a sample gas. In addition, 
since the temperature sensor 22 is disposed at a position where it is near the TCD 21 and thermally insulated therefrom, 
the thermal conductivity of a sample gas can be measured at a constant temperature. 

Fig. 3 shows the main part of the analyzer portion of the thermal conductivity type hydrogen meter. Referring to 

20 Fig. 3, reference numeral 100 denotes a case, 101, a main board; 102, an oven; 103, a gas inlet; and 104, a gas outlet. 
The heater 28 is embedded in the oven 102 to form the thermostat tank 27. The pTCD 105 in Fig. 2 is disposed in the 
central portion of the thermostat tank 27 such that the diaphragm portion 31 is directed toward the supply path for a 
sample gas. 

Fig. 4 shows how the uTCD 105 is disposed in the thermostat tank 27 in Fig. 3. The volume of a chamber portion 106 
25 facing the diaphragm portion 31 is set to be larger than that of a gas flow channel for reducing the influence of the flow 
of a gas. 

The operation of the thermal conductivity type hydrogen meter having the above arrangement will be described 
next. Referring to Fig. 1 , a sample gas is supplied to the TCD 21 , and deprives the TCD 1 of heat in proportion to 
thermal conductivity. A voltage generated at the connection point between the resistor R1 and the TCD 21 is applied 
30 to the inverting input of the comparator 23, and a voltage generated at the connection point between the resistors R3 
and R2 is applied to the non-inverting input of the comparator 23. The comparator 23 controls a current j supplied to 
the TCD 21 such that the voltage generated at the connection point between the resistor R1 and the TCD 21 becomes 
equal to the voltage generated at the connection point between the resistors R3 and R2, thereby keeping a resistance 
value Rh of the TCD 21 constant (Rh = (R1 x R2)/R3). With this operation, a heating temperature T Rh of the TCD 21 
35 is kept at a constant value, and an output voltage v changes in accordance with a change in the current i. 

It is also apparent from equation (1) below that the heating temperature T Rh of the TCD 21 is kept at the constant 
value. More specifically, the TCD 21 is a platinum thin-film resistive element formed inside the diaphragm portion 31. 
As indicated by equation (1 ), if the resistance value Rh of the TCD 21 is controlled to be constant, the heating temper- 
ature T Rh is also kept constant. 

Rh = Rh M {1 + a20 -(T Rh - 20) + J3 20 -(T Rh - 20) 2 } (1) 

where Rh 20 is the resistance value (Q) of the TCD 21 at 20°C, is the primary resistance temperature coefficient of 
the TCD 21 at 20°C, and fa is tne secondary resistance temperature coefficient of the TCD 21 at 20°C. 
A quantity of heat Qj transferred from the TCD 21 to a neighboring portion is given by equation (2): 

q t = q g +q s + q c + q r (2) 
where Q G is the quantity of heat transferred to the sample gas by thermal conduction, Q s is the quantity of heat 
transferred to the base 30 via the diaphragm portion 31 , Qc is the quantity of heat transferred by convection (forced 
convection and unforced convection), and Q R is the quantity of heat transferred by radiation. 
This quantity of heat Qj is also expressed by equation (3): 

q t = ( T Rh - t rr 2 ) • ^rn • G + (T Rh - T RR2 ) ■ X sj • G s + Q c + Q R (3) 

where T RR2 is an ambient temperature (°C) around the base 30, Xm is the thermal conductivity (w/k-m) of the sample 
gas, G is a device constant (m), is the thermal conductivity (w/k-m) of the diaphragm portion 31 , and G s is a device 
constant (m) in the diaphragm portion 31 . 

According to equation (3), the device constant G and the device constant G s do not change regardless of the gas 
composition, and the quantities of heat and Q R are values (or constant values) sufficiently smaller than those of 
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the quantities of heat Q Q and Q s . In addition, the thermal conductivity X^ is considered as a constant value. The heating 
temperature T Rh is therefore controlled to be a constant value. In addition, the ambient temperature T RR2 is measured 
by the temperature sensor 22. and power to the heater 28 is controlled by the thermostat tank temperature control 
circuit 29 on the basis of the measured temperature. With this operation, the temperature in the thermostat tank 27 is 
adjusted, and the ambient temperature T RR2 around the base 30 is kept at a constant value. In this embodiment, the 
heating temperature T Rh and the ambient temperature T RR2 are respectively kept at 140°C and 60° C. With this oper- 
ation, the temperature difference between the heating temperature T Rh and the ambient temperature T RB o is always 
keptat80°C. 

Equation (3) can therefore be rewritten as equation (4): 

Q T = A • Xm + B (4) 

where A and B are device constants (shape factors including operation state factors). 
The quantity of heat Q T is given by 

Q T = i 2 .Rh - v 2 /Rh (5) 
Since Q T = A-Xm + B = v 2 /Rh, the thermal conductivity Xm of the sample gas is expressed by equation (6): 

Xm = (v 2 /Rh - B)/A (6) 

If the device constants A and B are obtained, the thermal conductivity Xm of the sample gas can be obtained by 
a substitution of the output voltage v into equation (6). In this embodiment, therefore, as a mathematical expression 
for calculating the thermal conductivity Xm, equation (6) is set in the thermal conductivity calculating section 24. In 
addition, the device constants A and B in this mathematical expression are determined as follows. 

A first calibration gas (e.g., 1 00% N 2 gas) whose thermal conductivity is known is supplied to the TCD 21 to measure 
an output voltage y (v N2 ), and a second calibration gas (e.g., 100% H 2 gas) whose thermal conductivity is known is 
supplied to the TCD 21 to measure an output voltage y (v H2 ). The measured output voltages v N2 and v H2 are then 
substituted into equations (7) and (8) to obtain the device constants A and B. The obtained device constants A and B 
are set as the device constants A and B in the mathematical expression set in the thermal conductivity calculating 
section 24. 

A = < V N2 2 " V H2 2 ) /R N*-N2 ' *H2> (7) 
B = (Vm2 2 ^H2 " V H2 2 ^N 2 ) /Rh '(^H2 " *N2> (8) 

where X^ 2 is the thermal conductivity (w/k-m) of 100% N 2 gas at (T Rh + T RR2 )/2, and is the thermal conductivity 
(w/k-m) of 100% H 2 gas at (T Rh + T RR2 )/2. Equations (7) and (8) are obtained by solving simultaneous equations (9) 
and (10) obtained by substitutions of v N2 , X^, v H2 , and X^ 2 into v 2 = Rh-AXm + Rh-B obtained by modifying A-Xm + 
B = v 2 /Rh. In this embodiment, since the heating temperature T Rh and the ambient temperature T RR2 are respectively 
kept at 1 40°C and 60°C, (T Rh + T RR2 )/2 = 1 00°C. Therefore, the thermal conductivities of the calibration gases, which 
have already been obtained as physical data at 100°C, can be used. 

v N2 2 = Rh.A-X N2 + Rh-B (9) 

v H2 2 = Rh*A-X H2 + Rh-B (10) 

In the above case, instead of mounting the temperature sensor 22 in the base 30, a temperature sensor may be 
. mounted in the thermostat tank 27 to keep the temperature in the thermostat tank 27 at 60°C. In this case, however, 
even if the temperature in the thermostat tank 27 is kept at 60°C, since different temperatures are measured at different ' 
measurement places, the ambient temperature T RR2 around the base 30 cannot be accurately kept at 60° C. In this 
embodiment, the temperature sensor 22 is mounted in the base 30 to adjust the temperature in the thermostat tank 
27 such that the measurement temperature of the temperature sensor 22 is kept at 60° C. The ambient temperature 
T RR2 around the base 30 is accurately kept at 60°C. With this operation, the temperature difference between the heating 
temperature T Rh and the ambient temperature T RR2 is always kept at 80°C, and hence the thermal conductivity Xm of 
the sample gas can be accurately obtained by using equation (6) as a mathematical expression. 

A plurality of types of calibration curves commonly determined for all analyzers in accordance with measurement 
gases and carrier gases contained in a sample gas are stored in the ROM 26. For example, various calibration curves 
stored in the ROM 26 include: an N 2 -H 2 calibration curve representing the H 2 concentration of a sample gas having a 
thermal conductivity Xm and containing H 2 as a measurement gas and N 2 as a carrier gas in Fig. 5; a calibration curve 
(CH 4 -H 2 calibration curve) representing the H 2 concentration of a sample gas having a thermal conductivity Xm and 
containing H 2 as a measurement gas and CH 4 as a carrier gas; and a calibration curve (C0 2 -H 2 calibration curve) 
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representing the H 2 concentration of a sample gas having a thermal conductivity Xm and containing H 2 as a measure- 
ment gas and C0 2 as a carrier gas. In some device, these calibration curves are obtained as physical data in advance. 
It such calibration curves are not obtained in advance, they are created by actual measurement. 

The concentration output section 25 reads out a necessary calibration curve of the calibration curves stored in the 
5 ROM 26 in accordance with the composition of a sample gas in question. In this embodiment, since Hg and N 2 are 
respectively used as a measurement gas and a carrier gas, the N 2 -H 2 calibration curve is read out. By using this N 2 - 
H 2 calibration curve as reference data, the concentration of f-fe contained in the sample gas is obtained on the basis 
of the thermal conductivity Xm of the sample gas which is calculated by the thermal conductivity calculating section 
24. This concentration is then output as a measured concentration value. 

10 With this operation, the concentration of a measurement gas can be measured without using an intrinsic calibration 

curve for each analyzer. In this case, as intrinsic values, the device constants A and B in the mathematical expression 
in the thermal conductivity calculating section 24 need only be determined on the basis of the output voltages v which 
are respectively measured by supplying the first and second calibration gases to the TCD 21 . For this reason, the time 
required for calibration and adjustment of the analyzer can be greatly shortened. 

*5 in this embodiment, H 2 having a high thermal conductivity is used as a measurement gas. However, a gas having 

a high thermal conductivity, e.g., He, may be used. In contrast to this, a gas having a low thermal conductivity, e.g., 
C^, may be used as a measurement gas. That is, as long as the difference in thermal conductivity between a carrier 
gas and a measurement gas is large, the concentration of the measurement gas can be measured in the same manner 
as H 2 . Although 100% N 2 gas and 100% H 2 gas are respectively used as the first and second calibration gases, any 

20 gases can be used as calibration gases as long as their thermal conductivities are known. In addition, various calibration 
curves are stored in the ROM 26. However, these calibration curves may be replaced with approximate expressions 
to be stored. The resistance value of the heating means, i.e., heating temperature, is controlled to be constant by using 
the Wheatstone bridge and the operational amplifier. However, the present invention is not limited to this. For example, 
the resistance value of the heating means, i.e., heating temperature, may be controlled to be constant by using an 

25 arrangement constituted by a means for measuring the voltage across the two ends of the heating means, a means 
for supplying a current to the heating means, a microcomputer, and the like. 

[Second Embodiment] 

30 |n the first embodiment, the thermal conductivity Xm of a sample gas is calculated by substituting the output voltage 

y into a predetermined mathematical expression (equation (6)). However, an intrinsic v-Xm characteristic representing 
the relationship between the output voltage y and the thermal conductivity Xm may be stored for each analyzer, and 
the thermal conductivity Xm corresponding to the output voltage y may be obtained from the v-Xm characteristic. 

35 [Third Embodiment] 

In the first embodiment, the temperature in the thermostat tank 27 is adjusted such that the temperature measured 
by the temperature sensor 22 is kept at a constant value (60°C). However, as shown in Fig. 6, a temperature sensor 
22 may be connected between resistors R3 and R2, and the connection point between the resistor R3 and the tem- 
40 perature sensor 22 may be connected to the non-inverting input of a comparator 23. By setting the resistors R1 , R2, 
and R3 to be predetermined values, a current] flowing through a TCD 21 may be controlled such that the temperature 
difference between a heating temperature T Rh of the TCD 21 and an ambient temperature T RR2 around a base 30 
becomes a constant value (80°C). 

More specifically, in the circuit shown in Fig. 6, 



45 



R1 x (RR2 + R2) = R3 x Rh (11) 



R3 x Rh - R1 x RR2 = R1 x R2 (12) 

and R1 x R2 is constant. The current j flowed to the TCD 21 is controlled to establish R3 x Rh - R1 x RR2 = R1 x R2 
50 when RR2 changes. As a result, the value of Rh changes. 

The ambient temperature T RR2 , therefore, does not change much. For this reason, by using this circuit, the thermal 
conductivity Xm of the sample gas can be obtained with relatively high precision without using a thermostat tank 27. 

A method of obtaining the resistance values of the resistors R1 , R2, and R3 which make the temperature difference 
between the heating temperature of the TCD 21 and the ambient temperature T RR2 around the base 30 constant 
55 will be described bebw. 

A quadratic approximate expression representing the resistance values of Rh and RR2 at T [°C] is 

R (T) = W 1 + W T ' 20) + P ( 20)-(T - 20) 2 ) (13) 
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where R (20) is the resistance value at 20 [°C], c< (20) is the primary resistance temperature coefficient at 20 [°cj, and 
fy 20) is the secondary resistance temperature coefficient at 20 [°C]. 

When, therefore, the heating temperature T Rh [°CJ of the TCD 21 is controlled to be always higher than the ambient 
temperature T RR2 [°C] around the base 30 by AT [°C], i.e., to be t [°C] = T RRO + AT, a resistance value Rh m [ill of Rh 
5 is given by w 

Rh (t) = Rh (20) .{1 + a (20) .(t - 20) + [3 (20} .(t - 20) 2 } (14) 
A resistance value RR2(T RR2 ) fu] of an ambient temperature sensor RR2 at T RR2 f°C] is given by 

io R R2(T RR2 ) = RR2 (20) .{1 + a (20) -(T RR2 - 20) + [5 (20) . (T RR2 - 20) 2 } ( 15 ) 
The balance condition for the bridge is 

Rh (tr R3 = Rl.(RR2(T RR2 ) + R2) (16) 
^ If R1 = Rh (t) in equation (16), then R3 = (RR2(T RR2 ) + R2). 

In order to make Rh (t) in equation (16) equal the primary resistance change rate with respect to a temperature of 
(RR2(T RR2 ) + R2), the following equation must be satisfied: 

(dRh (t) /dt)/Rh (J) = (d(RR2(T RR2 ) + R2)/dt)/ (RR2(T RR2 ) + R2) (1 7) 

20 In equation (17), 

dRh (t) /dt = Rh (20) -{a (20) + 2-P (20) -(t - 20)} d(RR2(T RR2 ) + R2)/dt = RR2 (20) -{a (20) + 2-P (20) . (T RR2 - 20)} 

In this case, for example, the resistance values of the resistors R1 , R2, and R3 are obtained when T RR2 = 60 [°C] 
AT = 80 PC], and t =T RR2 + AT = 1 40 [°C]. Note that a (20} = 3.4 x 10* 3 , and p (20) = -7 x 10" 7 . 
2g Since R1 = Rh (t)l 

R1 = R h (20 )-{1 + a (20) .(t - 20) + 0<2O)'(t - 20) 2 } 
= Rh (20J .{l + (3.4 x 10°). ( 140 - 20) + (-7 x 

30 

10" ).(140 - 20) 2 > 

"= 1.40.Rh (20) ... (18) 

According to equation (17), 

left member = (dRh (t) /dt ) /Rh u) 

= [Rh <20) -{<x (ZO) + 2.p (20) .(t - 

20)>]/(1.40.Rh <20) ) 
- <«(20) + 2.p (20) .(t - 20)}/1.40 
= (3.4 x 10° - 7 x 10" 7 -240)/1 .40 
= 2. 31 x 10° . . . ( 19) 
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right member = (d(RR2(T RR2 ) + R2)/dt)/ 
(RR2(T RR2 ) + R2) 

= (RR2 (20) -{a ( 2O) + 2.p (20) - (T RR2 

- 20)>]/(RR2(T RR2 ) 4 R2) 
= {RR2 {20) . (3.4 x 10" 3 - 7 x 
10* 7 *80) >/{RR2 (20) » ( 1 + 3.4 x 
10~ 3 -4O + 1600*-7 x 10' 7 ) + R2} 
= 3.344 x 10~ 3 -RR2 {20) / 

( 1 . 135»RR2 (20) + R2) ... (20) 

According to equations (19) and (20), 

3.344 x 10" 3 -RR2 (20) - 2.31 x 10~ 3 .1.135- 

25 RR2 (20) = 2.31 X10* 3 -R2 (21) 

According to equation (21 ), 



is 



20 



30 



R2 = (3.344 x 10°-RR2 (2O) ) - 2.31 x 10~ 3 -1.135- 

RR2 (20) /2.31 x 10" 3 

= RR2 (20) - ( 3.344 x 10° - 2.31 x 10~ 3 -1.135) 

35 /2.31 x 10° 

= 0.313-RR2 (20) ... ( 22 ) 

In addition, since R3 = (RR2(T RR2 ) + R2), 

R3 = RR2 (60> + 0. 313-RR2 (20 , 
= (1.135 + 0.313) .RR2 {20) 

= 1.45-RR2 {20 , . . . ( 23 ) 
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[Comparison with Prior Art 1 ] 
50 The first to third embodiments have the following advantages as compared with prior art 1 . 

[Fast Response] 

Since the TCD 21 is formed as a platinum thin film resistive element inside the diaphragm portion 31 , and a compact 
55 mounting structure is realized, the volume of the measurement cell is small, and gas replacement can be quickly 
performed. For this reason, good response characteristics are attained. 

Since the heating temperature T Rh of the TCD 21 is controlled to be kept at a constant value (the first and second 
embodiments), and the temperature difference between the heating temperature T Rh of the TCD 21 and the ambient 
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temperature T RR2 is controlled to be kept at a constant value (the first to third embodiments), thermal drifts of the TCD 
21 are small, and the time required to stabile the temperature is very short, thus realizing good response character- 
istics. 

5 [Long Service Life] 

Since the TCD 21 is formed as a platinum thin film resistive element in the diaphragm portion 31, this device is 
resistant to vibrations, and disconnection does not easily occur. 

Since the heating temperature T Rh of the TCD 21 is controlled to be kept at a constant value (the first and second 
io embodiments), and the temperature difference between the heating temperature T Rh of the TCD 21 and the ambient 
temperature T RR2 is controlled to be kept at a constant value (the first to third embodiments), the TCD 21 undergoes 
a small temperature change, and is free from large thermal stress. In addition, resistance drifts and degradation are 
small, and the service life is long. 

Since the heating temperature T Rh of the TCD 21 is controlled to be kept at a constant value (the first and second 
75 embodiments), and the temperature difference between the heating temperature T Rh of the TCD 21 and the ambient 
temperature T RR2 is controlled to be kept at a constant value (the first to third embodiments), the diaphragm portion 
31 is free from large thermal stress, and is protected. That is, since the diaphragm portion 31 has a three-layer structure, 
large thermal stress on the diaphragm portion 31 may cause peeling or deformation of the layers. In this embodiment, 
however, since no large thermal stress acts on the diaphragm portion 31 , peeling or deformation of the layers does 
20 nol occur. 

[High Precision] 

Since the temperature difference between the heating temperature T Rh and the ambient temperature T RR2 is con- 
25 trolled to be a constant value, the thermal conductivity Xm of a sample gas can be obtained with high precision. Since 
the thermal conductivity is a function of temperature, it is important to specify a temperature at which measurement is 
performed. In prior art 1 . since the difference between the temperature of the TCD and the ambient temperature around 
the TCD changes, the thermal conductivity at a specific temperature cannot be measured, resulting in poor precision. 
In this embodiment, however, since the temperature difference between the heating temperature T Rh and the ambient 
30 temperature T RR2 is controlled to be a constant value, the thermal conductivity at a specific temperature can be meas- 
ured. This allows high -precis ion measurement. 

[Comparison with Prior Art 2] 

35 The first to third embodiments described above have the following advantages as compared with prior art 2. 

[Fast Response] 

Since the TCD 21 is formed as a platinum thin film resistive element inside the diaphragm portion 31 , and a compact 
40 mounting structure is realized, the volume of the measurement cell is small, and gas replacement can be quickly 
performed. For this reason, good response characteristics are attained. 

[Long Service Life] 

45 Since the TCD 21 is formed as a platinum thin film resistive element in the diaphragm portion 31, this device is 

resistant to vibrations, and disconnection does not easily occur. 

[High Precision] 

50 Since the temperature difference between the heating temperature T Rh and the ambient temperature T RR2 is con- 

trolled to be a constant value, the thermal conductivity "km of a sample gas can be obtained with high precision. 

In prior art 2, it is difficult to evenly keep the temperature of the vessel 6 at the predetermined temperature t 2 °C, 
and the temperature measuring resistance wire 5 and the vessel 6 are not thermally insulated from each other. For 
this reason, the temperature measuring resistance wire 5 cannot be stably controlled to the temperature t/C. In ad- 
55 dition, temperature control of the vessel 6 interferes with temperature control of the temperature measuring resistance 
wire 5, so their temperatures are not stable. In addition, since the temperature measuring resistance wire 5 is disposed 
in the center of the vessel 6, this device is easily affected by a gas flow. This causes a large measurement error. 
In contrast to this, in this embodiment, since the TCD 21 is formed inside the diaphragm portion 31 , and is thermally 
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insulated from the base 30 on which the temperature sensor 22 is disposed, the heating temperature T Rh can be stably 
controlled to a constant temperature (the first and second embodiments). In addition, the temperature difference be- 
tween the heating temperature T Rh and the ambient temperature T RR2 can be controlled to a predetermined value (the 
first to third embodiments), and control of the heating temperature T Rh of the TCD 21 does not interfere with control 
5 of the ambient temperature T RR2 around the base 30. Furthermore, in this embodiment, since the TCD 21 is formed 
inside the diaphragm portion 31 on the base 30 to be parallel to a gas flow in the chamber portion 106, the influence 
of a gas flow is small, and the thermal conductivity Am of a sample gas can be obtained with high precision. 

[Comparison with Prior Art 3] 

10 

The first to third embodiments described above have the following advantages as compared with prior art 3. 
(Fast Response] 

'5 Since the TCD 21 is formed as a platinum thin film resistive element inside the diaphragm portion 31 , and a compact 

mounting structure is realized, the volume of the measurement cell is small, and gas replacement can be quickly 
performed. For this reason, good response characteristics are attained. 

Since the heating temperature T Rh of the TCD 21 is controlled to be kept at a constant value (the first and second 
embodiments), and the temperature difference between the heating temperature T Rh of the TCD 21 and the ambient 

20 temperature T RR2 is controlled to be kept at a conslanl value (the first to third embodiments), thermal drifts of the TCD 
21 are small, and the time required to stabilize the temperature is very short, thus realizing good response character- 
istics. 



[Long Service Life] 

Since the TCD 21 is formed as a platinum thin film resistive element in the diaphragm portion 31, this device is 
resistant to vibrations, and disconnection does not easily occur. In addition, since the TCD 21 is on a plane of the base 

30 to be parallel to a gas flow, the TCD 21 does not receive fluid resistance much. 

Since the heating temperature T Rh of the TCD 21 is controlled to be kept at a constant value (the first and second 
embodiments), and the temperature difference between the heating temperature T Rh of the TCD 21 and the ambient 
temperature T RR2 is controlled to be kept at a constant value (the first to third embodiments), the TCD 21 undergoes 
a small temperature change, and is free from large thermal stress. In addition, resistance drifts are small, and the 
service life is long. 

Since the heating temperature T Rh of the TCD 21 is controlled to be kept at a constant value (the first and second 
embodiments), and the temperature difference between the heating temperature T Rh of the TCD 21 and the ambient 
temperature T RR2 is controlled to be kept at a constant value (the first to third embodiments), the diaphragm portion 

31 is free from large thermal stress, and is protected. 

[High Precision] 

Since the temperature difference between the heating temperature T Rh and the ambient temperature T RR2 is con- 
trolled to a constant value, the thermal conductivity Am of a sample gas can be obtained with high precision. 

A method of calculating the quantity of heat of a sample gas by using the thermal conductivity Am calculated by 
the thermal conductivity calculating section 24 will be described next. Referring to Fig. 1 , a quantity-of-heat calculating 
section 32 uses the thermal conductivity Am obtained by the thermal conductivity calculating section 24 to calculate a 
quantity of heat H of the gas according to equation (24) below: 

H = -5497 x Am + 35562.9 (kcal/N-m 3 ) (24) 

City gas mainly consisting of a liquefied natural gas as a measurement gas is a lower hydrocarbon mixture mainly 
consisting of methane. Table 1 below shows the composition of this mixture. Referring to Table 1 , the thermal conduc- 
tivities are measured at a gas temperature of 1 14°C. 



Table 1 



ss 


Hydrocarbon 


Standard 
Concentration (%) 


Concentration Range 
(%) 


Calorific Value (kcal/ 
N-m 3 ) 


Thermal Conductivity 
(mW/m-K) 




CH 4 


88.8 


60.0 - 99.8 


9540 


47.3396 
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Table 1 (continued) 



Hydrocarbon 


Standard 
Concentration (%) 


Concentration Range 
(%) 


Calorific Value (kcat/ 
N-m 3 ) 


Thermal Conductivity 
(mW/m-K) 


C 2 H 6 


5.6 


0.08 - 40.0 


16830 


34.078 


C 3 H 8 


3.7 


0.01 - 5.0 


24220 


28.714 


iC 4 H l0 


1.8 


2.5 or less 


31790 


25.963 


others 


0.1 









The calorific value of this measurement gas as a sample gas changes within the range of 9,500 to 1 2,000 kcal/N-m 3 . 

The calorific value of the city gas mainly consisting of the natural gas made of the above components is about 
11 ,000 kcal/Nm 3 . The relationship between the calorific value and thermal conductivity of the city gas can be approx- 
imated by a straight line connecting the thermal conductivities and calorific values of methane and ethane near the 
above calorific value. Equation (24) described above represents the straight line connecting the thermal conductivities 
and calorific values of methane and ethane. 

When the thermal conductivities of sample gases having the gas compositions in Table 2 were measured, the 
plotted points representing the measurement results and the calorific values are almost on a straight line A as shown 
in Fig. 7 based on equation (24). 



Table 2 



Gas 


CH 4 


C 2 H 6 


C3H3 


iC 4 H 10 


nC 4 H 10 


Calorific Value (kcal/N-m 3 ) 


CH 4 


100.00 










9540 


No. 1 


98.51 


0.50 


0.99 






9721 


No. 2 


96.00 


1.00 


3.00 






10053 


No. 3 


90.75 


2.95 


5.09 


0.61 


0.60 


10773 


No. 4 


86.98 


10.00 


1.99 


0.51 


0.52 


10880 


C 2 H 6 




100.00 








16830 



Instead of using equation (24), equation (25) as an approximation expression is established by the least squares 
method, thereby improving the precision. 

H = -516.52 x\m + 33988.4 (kcal/N-m 3 ) (25) 

Table 3 below shows the measurement results of the sample gases in Table 2, which were obtained by using 
equation (25). The maximum error was 30 kcal/Nm 3 . 



Table 3 



Gas 


Thermal Conductivity (mW/m-K) 


Calculated Calorific Value (kcal/Nm 3 ) 


Error (kcal/Nm 3 ) 


CH 4 


47.3396 


9536 


-4 


No. 1 


46.9492 


9738 


-17 


No. 2 


46.3643 


10040 


-13 


No. 3 


46.999 


10745 


-28 


No. 4 


44.687 


10906 


+26 



As has been described above, according to the present invention, when a sample gas is supplied to the heating 
means (TCD) formed inside the diaphragm portion formed on the base, the heating means is deprived of heat propor- 
tional to the thermal conductivity of the gas. The amount of energy supplied to the heating means is controlled to keep 
the heating temperature of the heating means at a constant value, and the ambient temperature measured by the 
ambient temperature measuring means disposed on the base is kept at a constant value. While the ambient temperature 
and the heating temperature are kept at the constant values, the thermal conductivity of the sample gas is oblained 
on the basis of the amount of energy supplied to the heating means. Fast response and long service life can be attained. 
In addition, the thermal conductivity can be obtained with high precision. 

In addition, the thermal conductivity of the sample gas is calculated by substituting the output voltage y, which is 
the voltage across the two ends of the heating elements while the ambient temperature and the heating temperature 
are kept at constant values, into a predetermined mathematical expression. For this reason, the output voltage/thermal 
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conductivity characteristics need not be stored, and hence the memory capacity can be reduced. 

Furthermore, the device constants in the mathematical expression need only be determined on the output voltages 
y measured by supplying first and second calibration gases to the heating means. For this reason, the time required 
for calibration and adjustment of the thermal conductivity type gas analyzer can be greatly shortened as compared 
5 with the conventional devices. 

The ambient temperature and the heating temperature are respectively kept at 60°C and 140 a C. With this opera- 
tion, in obtaining a predetermined mathematical expression, the thermal conductivities of the calibration gases which 
are obtained as physical data in advance at 100°C can be used. 

In addition, the thermal conductivity of the sample gas is obtained on the basis of the amount of energy supplied 
10 to the heating means while the ambient temperature and the heating temperature are kept at the constant values; fast 
response and long service life can be attained. Furthermore, the thermal conductivity can be obtained with high pre- 
cision. 

Moreover, the calorific value of a measurement gas can be obtained by measuring its thermal conductivity. In this 
case : the thermal conductivity scarcely changes within the pressure range near the atmospheric pressure. In general, 
'5 this measurement is performed in a thermostat tank. For this reason, this device is not easily influenced by the sur- 
roundings and the measurement gas atmosphere, and hence can continuously measure the calorific value of the 
measurement gas. 



20 Claims 

1. A thermal conductivity measuring device characterized by comprising: 



a diaphragm portion (31) formed on a base (30); 

25 heating means (21), formed in said diaphragm portion, for performing conduction of heat to/from a sample gas; 

measuring means (22), disposed on said base to be near said heating means, for measuring an ambient 
temperature around said base, said measuring means being thermally insulated from said heating means; 
control means (23, 29) for controlling an amount of energy supplied to said heating means such that a tem- 
perature difference between the ambient temperature measured by said measuring means and a heating 

30 temperature of said heating means becomes a constant value; and 

thermal conductivity calculating means (24) for calculating a thermal conductivity of the sample gas on the 
basis of the amount of energy supplied to said heating means while the temperature difference is kept at the 
constant value by said control means. 

35 2. A device according to claim 1 , wherein said control means comprises: 

first control means (29) for keeping the ambient temperature measured by said measuring means at a constant 
value; and 

second control means for keeping the heating temperature of said heating means at a constant value by 
40 controlling the amount of energy supplied. 

3. A device according to claim 1 , wherein said thermal conductivity calculating means calculates a thermal conduc- 
tivity Am of the sample gas from an output voltagey generated across two ends of said heating means according 
to the following mathematical expression: 

45 2 

\m = (v /Rh - B)/A 

where Rh is a resistance value of said heating means, and A and B are intrinsic device constants. 



4. A device according to claim 3, wherein the device constants A and B in the mathematical expression used in said 
thermal conductivity calculating means are set on the basis of output voltages measured by supplying first and 
second calibration gases, whose thermal conductivities are known, to said heating means. 

5. A device according to claim 1 , wherein when an output voltage generated across two ends of said heating means 
and a resistance value of said heating means are respectively represented by y and Rh, said thermal conductivity 
calculating means obtains a thermal conductivity Am of the sample gas, which corresponds to the output voltage 
y in accordance with an intrinsic v-Xm characteristic stored in advance. 

6. A device according to claim 1 , wherein an average value of the ambient temperature kept at a constant value by 
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said first control means and the heating temperature kept at a constant value by said second control means is set 
tobelOO°C. 

7. A device according to claim 1 7 wherein said heating means comprises a heating resistive element, and said second 
control means controls a calorific value by changing an applied voltage as an amount of energy supplied to said 
heating resistive element. 

8. A device according to claim 7, wherein said second control means comprises a resistance bridge (20) including 
said heating resistive element, and a comparator (23) for comparing voltages generated at first and second resistor 
connection points of said resistance bridge which oppose each other, and applying a voltage corresponding to the 
comparison result to another resistor connection point of said resistance bridge. 

9. A device according to claim 8, wherein a temperature sensor constituting said measuring means is connected to 
one side, to which said heating resistive element is not connected, of the first and second resistor connection 
points, and a current flowed to said heating resistive element is controlled such that a temperature difference 
between the heating temperature of said heating resistive element and the ambient temperature around said base 
which is measured by said temperature sensor becomes constant. 

1 0. A device according to claim 1 , further comprising a thermostat tank (27) for storing said base on which said heating 
means and said ambient temperalure measuring means are mounted, and holding temperatures thereof at a con- 
stant temperature. 

11. A device according to claim 1 , further comprising: 

memory means (26) storing a calibration curve determined in accordance with types of a measurement gas 
contained in the sample gas; and 

concentration output means (25) for outputting a concentration of the measurement gas contained in the sam- 
ple gas on the basis of the thermal conductivity of the sample gas which is calculated by said thermal con- 
ductivity calculating means by referring to the calibration curve read out from said memory means in accord- 
ance with a composition of the sample gas. 
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